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Experimental Section
Synthesis of Benzo-bis(imidazole) 2 A round bottom flask was charged with a magnetic stir bar and 1,2,4,5-benzenetetraamine tetrachloride (284 mg, 1.00 mmol). Formic acid (88~99%, 10 mL) was added and the flask was fitted with an air-jacketed condenser. The reaction mixture was placed in an oil bath at 100 o C for 24 h. The reaction mixture was then allowed to cool, being poured into ice-cold water, and neutralized with saturated K2CO3 solution.
The precipitate was filtered and washed with cold water. Desired product compound 2 was obtained as a brown solid (152mg, 96% 
Synthesis of tetramethylnaphthalene benzo-bis(imidazolium) hexafluorophosphate 1
To a solution of NaH (51.9 mg, 60 wt%, 1.30 mmol) in toluene (5 mL) was added the compound 2 (100 mg, 0.63 mmol) under argon and the resulting suspension was placed in an oil bath at 110℃ for 1h. To the cooled suspension was added 2-(bromomethyl)-naphthalene (838mg, 3.79mmol) and the mixture was heated at 110℃ for 1 h, then dry DMF (5 mL) was added and the mixture was stirred at 110℃ for 12 h. The cooled reaction mixture was then concentrated under vacuum and the residue was taken up in 1:1 CH2Cl2/MeOH and the insoluble NaBr was removed via filteration. To the filtrate was added EtOAc until the product was precipitated. The precipitate was filtered and washed with cold EtOAc to give 1 as a bromide salt. The bromide salt was dissolved in DMF (10 mL were also prepared either in CH3CN. Test solutions were prepared by placing 2-5 L of the probe stock solution into a test tube, adding an appropriate aliquot of each anion stock, and diluting the solution to 3 mL with CH3CN.
For the fluorescent titration test of 1 with various amounts of F -, 10 M of 1 and 0.5 eq. ~ 50 eq. of F -were added into CH3CN or CH3CN containing 5% of DW.
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